General Methods
All operations were carried out by using standard Schlenk techniques under argon atmosphere unless otherwise stated. Solvents were distilled prior utilization by conventional methods.
NMR spectra were measured on a Bruker AMX 400, DRX 500 and DRX 300 spectrometer. 1 H NMR spectra were performed in CD3CN and referenced to solvent residual signal (1.94 ppm). 13 C NMR chemical shifts are reported relative to deuterated solvents (118.26 for CD3CN).
Mass spectra were collected on an AccuToF LC, JMS-T100LP Mass spectrometer (JEOL, Japan) for ESI and AccuToF GC v 4g, JMST100GCV Mass spectrometer (JEOL, Japan) for were prepared according to literature procedures. 
Synthesis of substrates

General procedure for the synthesis of 2-alkynyl benzoic acids
The saponification of the esthers to obtain the corresponding acids was developed following a modified reported procedure. 5 Under aerobic conditions, the esther (1 mmol) was dissolved in 10 mL of MeOH in a round bottom flask and 5 mL of an aqueous solution of NaOH 5 M were added. The mixture was stirred at room temperature for 2 h. The MeOH was removed in the rotary evaporator. 20 mL of H2O were added and the solution was extracted with diethyl ether (3x50 mL). The aqueous layer was acidified to pH = 4 by adding HCl 2 M and then it was extracted with diethyl ether (3x50 mL). The organic phase was dried with Na2SO4, filtered, and the solvent was removed in the rotary evaporator yielding the desired product as a white solid. 
Catalytic experiments
All the catalytic reactions were carried out under aerobic conditions in pre-dried CD3CN at room temperature. Standard solutions for the sphere, substrate, base, pre-catalyst and AgOTf in CD3CN
were first prepared. Then certain volumes of each solution were taken and mixed into an NMR tube directly to obtain the desired concentration conditions for each reaction entry (with total volume = 600 µL). The reactions were subsequently monitored by 1 H NMR spectroscopy and the conversions of the substrate were calculated based on the integration by using 1,3,5-trimethoxybenzene as an internal standard. Most reaction entries were performed 2-3 runs and gave reproducible results (error limit estimated to be 5%).
Standard solutions prepared:
[Sphere] = 10/24 mM 
